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200
N
%

201 “:4 LOAD A METAL OR A DIELECTRIC ON AN APPROPRIATE
. SUBSTRATE EhTO FTUBE FURNACE OR COLD WALL CHAMBER

------------------------------------------------------------------------------------------------------------------------------------------------------------

203~  INTRODUCE HYDROGEN GAS AT A RATE BETWEEN 1 TO
100 SCCM INTO TUBE FURNACE OR COLD WALL CHAMBER

------------------------------------------------------------------------------------------------------------------------------------------------------------

204 \q HEAT THE SUBSTRATE TO A TEMPERATURE BETWEEN
’ MJO"C AND 1 400°C IN A FLOW OF HYDROGEN GAS

llllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllll

205 MAINTAIN TEMPERATURE OF SUBSTRATE FOR A DURATION OF
M\* TIME BETWEEN 0.1 TO 60 MINUTES WHILE THE HYDROGEN GAS |
- 1S FLOWING INTO TUBE FURNACE OR {,OLD WALL CHAMBER |

INTRODUCE METHANE GAS INTO TUBE FURNAGE OR
COLD WALL CHAMBER AT A FLOW RATE BETWEEN 1
o051 05000 SCCM AT BETWEEN 10 mTORR TO 780 TORR
| PRESSURE AS WELL AS REDUCE THE FLOW RATE
OF HYDROGEN GAS TO LESS THAN 10 SCCM

) GROW GRAPHENE FROM METHANE ON COPPEK FOIL
207*’/’ OVER A PEREOD BETWEEN G.00 1 MINUTES TO 10 MINUTES

------------------------------------------------------------------------------------------------------------------------------------------------------------

] COOL TUBE FURNACE OR COLD WALL
209" - CHAMBER TO ROOM TEMPERATURE

llllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllllll

(PRIOR ART)



U.S. Patent Jul. 31, 2018 Sheet 4 of 16 US 10,037,855 B2

FIG. 4A

i BMEGCROG°C)

i N-2MEGO(B00°C) |

* .

b N-GMEGO{700°C) |
e MEGO(700°C) |

VOLUME AT STR {¢

L | ] | ] | | | i ]
0.0 0.2 0.4 0.6 0.8 1.0
RELATIVE PRESSURE (PIP )

0.20

Lw -
L
LA ] w
[ N n

Y i s e et e M S St M S S S 0 I O S O 0 0 0 I 10 1 S S ANER SRR NSRBI AR R

2 3 4 5 6 7 8 9 10



U.S. Patent Jul. 31, 2018 Sheet 5 of 16 US 10,037,855 B2

FiG. 4B

N-aMEGO {700°C)

INTENSITY {a.u)

.....

SINDING ENERGY (V)



U.S. Patent

A

g

SPECIFIC CURRENT (A

ﬁ-”{:}

SPECIFIC CAPACITANCE (F g™

\I-

Jul. 31, 2018 Sheet 6 of 16

FIG. S5A

WA | o gMEGO
5 -
B ot aem n AAY AARA AN AN M A e e A
o .
. s - - ~ . _ﬂ !
3 - s 20 MV s Y
f el T
5y
0
""""""" S e e D L
05 0.4 02 0.0 0.2 0.4
POTENTIAL v SCE (W)
.-_-q_- - = . -: .
}-{ E(,}_ » 5 -B
”' -\ .
B aMEGO
& N (.7 atth §
7 w N 1.0 at% |
350 - & & N 2.3 atdh |
F-N
30 -
_ Y
250 - & 4
7
F ]
200 ¥
B & ¥
":EI:{} - = &
fad E
B
~ | | =
| { ! ! i |
0.2 .5 1 Vi

CURRENT DENSITY (A g™ )

US 10,037,855 B2




US 10,037,855 B2

Sheet 7 of 16

Jul. 31, 2018

U.S. Patent

SC

2
¥.

FIC

iy alire ]

| * !
L

15 -

Am.. wo S} JONY LIOYAYD QIZITVINEON-YSS

o

rij

2.0

1.5

.|Jii. .

(.5

N al%

Fi(. 5

0 ai%

4
]
b

e

0.8 al%

0 at%

A e e - e e - B -
L
-~

1.0 at%

e e e e i e e e i e e e e e e e

:
..
¥
¥
¥
¥
¥
1y
N
¥
¥
¥
¥
¥
+
i
¥
¥
i
4
¥
'y
¥
'y
¥
¥
¥
¢
3

(. 2 41} SONY L0V YO Q32N VINHONVES

e

4




U.S. Patent

POTENTIAL {V)

SSANORMALIZED CAPACITANCE (uFicm ™)

1-.'(:: "

3.8

3.0

16

{5t

Jul. 31, 2018

Sheet 8 of 16

US 10,037,855 B2

coovermoceenmoceer. N-aMEGO (N: 2.3 &t
G

X
o} 3
Ay )

smnnnom  mnmomse NeGMELD (N 1.0 31%
o e e SMEGO

600
TIME (3)

]

800 1000

g g gl g ager

SELECTRODE
| 2ELECTRODE |

i, 613




U.S. Patent Jul. 31, 2018 Sheet 9 of 16 US 10,037,855 B2

FIG. 7A

Lo N-aMEGOTO0 (2.3 at%)
| & aMEGOT00
{ & aMEGOR00

-Z2" {Chims)
}
B
O

}

1.4

Lo N-aMEGO (N: 1 at%)
L@ N-aMEGO (N: 0.7 at%) |
| & aMEGO

L
""'-'1:
L

10




US 10,037,855 B2

Sheet 10 of 16

Jul. 31, 2018

U.S. Patent

XXX A
L
X

i
X

R R B X
XA R A
o o o e
O
KA E XX N R
N N

2
o

MM

]
A
M A A M A A A

AA AKX AKX
..-HHH"I-HHHIII. |

LN
A A A A A
I..l?l?!l?ll

HIIHH"HI!HHI

i
o A A )
»

|

[

AR R E RN R ;
L T
] iy ] A ;
B Ha“v_ r.x“xnxmxrxnaral
i

.
]

oA
E | M
|

.

F |

A

>,

b

|

-

EY

F |

X X i
X xmnn.nuau x,
A
R A

x

.
Al
_M_A AN A

!
Hd
)

Ml
)

A
]
; AT
HFHFHHIFHHHFHHIHII A Hﬂl IIIHIIIHIIIH Iﬂlﬂﬂﬂﬂlﬂlﬂﬂlﬂl K
E
X

x

HHH"H”II “ﬂ“ﬂ“ﬂ"ﬂ”ﬂ“ﬂ” "H“H“H”H"H“I"Hﬂﬂ”ﬂﬂﬂ!ﬂﬂﬂlﬂﬂﬂﬂ i
XXX EEXEENRSZIEIR A EX XX X E E
R B JE X XXX NN XNKEXENXIE K
XX XN XX E X ERXXXERERDX
HoA XX JERENXXEERRIER®RSDSMSMHNSZMDREN
A A A EXEXNEXEERMNNNELESER.S
L KR E N K K ® B
HIIHHHHHHHH‘IHIIIHHI

EREKERKLXNX X ALTRERESZXESLXNKEHN |
REREX XX NAENXEDSXHMNXEXXEHMRHETHE
HHHIIHHHHHHHHI!IIIIH”““”“ s “HIIIIIHIHHH"H n IIHHHHHHHHI! .

.

b kb h

h

nn-"nm“mnﬂx“l-ammmm

w

)
|

L K JEK NN BEK WK NEE WK WK NN BN BN ML WK WK NN WK )

IHH-H AA_A
Il?l'l-ﬂ:l:l:ﬂll'

M_N

A .H'H-I- |

.
x

A

ey et

L X EAXAXEREERESNSAEEXLNITRELIERERETREER
*

N xENEEEF a x N AN X FEXEEETEE

Ll
*&:&:4:4 o
M NN
R
R )
RN NN
MR M)
PN

5
»

o
.._“.4”._,......“...”...”.4”...“4”4“4”.._.- M
e A NN E AL LN M A MM
N N e )
W e i e d e L ki
WA e e dy a e aa
* o N

Ll N )
oy e e i ik
o )
Ll N
A A
ke k  dkk
LA )
A

o dr e iyl iy e
A AEE L E LSS

L E E )
dr drdp dp o dddr gk
....r...4.__.4__._._...__..._..__.._._.___4.__.4._._.___.___.4____.4._...___”._.“.._.”...“4”4”4“...“...”
W dr i iy ki
L O A kol
WA A e e ey
o
N M RN M N NN

L ol o A b M O i i i
L5y .-.aH...”...H.._.H...H....“.___”;“...H....._ . .”.___"
S - -

Pl s s .

W i e T l
A0 T N MR S MM L

AR e e e X
W A R e .

L]

o o b b
.4....kH.,_.H.rHkH.4H..q”..qH..q”.4H.4”.__.“.4“.4H.4“.4”.4H.__.H..qH.rH.rH.rt.rH.qH&H&H...H&H&H&H.._“; o .,.....,.H...H.,.”;H&”...H.ru..#ﬁ
e e N N N A U Y
e o N N N N ) i dr dr ek d b Xk
dp dr e iy dp e dp dp e e e e e e ke
F
%ﬂfﬂ&ﬂ&f&ﬂﬂt&t L o I T L o o  epg g eyt P s

o
EaE
i

:
o
¥
¥
¥
¥
X
¥
¥
.
¥

- M b b b
.4.4.._._.“...”4“4“4”...”4“...”...”.. ' .r...H...H....q.qH...H.rH...H...”.._ ”.._.H....H...H.44.__.”.4H...H....H...H...H...H...H...“...H.qu.qu...u...”....r. P L)
W RN . P T e
4.-4......4...44...4444.4...44.....1.4.... .....“_.....“_..4 ._._..____...... i .rn........._..44.._....._._._.._._..4.__.....414141144&##&#44&..4&&*1&1&..r.....r Plaal .44........44..44...4.4...4...44......._..

a aoaoaoa nbi.-.r.r.r.r...............................-..-..-..-..-..-_l.

£

o

Ca N Al
i i i

n L
L S S A R
e e e ) )
L s S S ) .
L S S S S S S ) )
a3 30
L e [
U i e I e e ek e ek R R R
o e al a al a a al a a e) L) )
U e B e e R * * L)
e i i e iy e e Wi e e i e e e e L) L)
e e o e e e s sl a3t s sl 3 sl a3 0 L3
L ks s sl R M) *
s L R AN
N N a N a a a a a a al aa al SN) )
N S S MR
N N N N N N N T k3 Sl S ) L)
e e e s e i a ar a a al a al al a al al a a al al a al a3
iy e i e e e e e e e i e e e e e e e e e i e e e e L)
e
ot e e o e e e o e e O O e e e e e e e L)
e e e e e e U e e e U e U U U U e U e U e U U U e U e U e U e U e U e U U U e e e e e e e e »
A e e b e e ek e ey e e e e e e e e e e e e e e e e e e e e e e e ¥
.r.....r.....r.-...r.r.r.....r.r.r.r.r.r.r.r.r.r.r.r.r.r.r.....r.r.r....:..:..:.........l.#}.l.....}..-..}. -
iy *
)
a b &a & & -
F I I B R [ ]
)
>
»

b b b s ks a ks ko

e b b o Jr b bk h b b b s b s s oa ok oaohoa

LI I e O B D I I R R R

aa
ok b de b b b b b b b &
e i

4 & & & &2 2 &2 &2 &2 &2 &2 & & a
a = a =

- a
A & 2 2 2 &2 b & & 2 & & 2 & 2 a2 a a2 a sk
- a a =

a s a
NN A AN
a .

== a =
" & " & & 8 4 &8 4 a8 a ks s sk adoa
= = = = - . b b bk N M M o Ao

b &k b kN i

2 a P .r.._..r.._......._......._......-_

a b a2 s m hak h h kb A i i ik kR
a2 e e s A s R Nk k kAo

Ak h kb kA k k k ko b b b b Moy dpodod &

L N

i
[
i
i
i
ar
i
s
i
[}
[3

o

*
*
*
-
-
-
-
-
*
'

™

L]

o o o o s

Mmoo,

A

Ly

N AR RN J
R I T L M e ERERREXEXERREXN:
PR ) T T R D R e W
R R X R A R R AN

"

R NN
i KK,

Ak g E kA d kL S de U bk BBk ow i & k& Ko e ok x* .

x % -
- e

* - x .
I T o O o R A I o R o o »
P PR I N I s W e w
A e  a  e we a a aae a L e e e e
N N I s I M M L sl
W e T e o e e
L N WA WA e P ]
O T N I e M T o R p ey e Pl
L P I T N T o R A ey )
P N A A N A R e A R N o AR .
g e s e e T T,
L A N N L o Eaat at Al

E)
r
r

e o O el
Ui i ey e
M) L N L )
.
PN

r o e A ol
il .._.__.r”.-.“.au.q”.__.__.._ N NNl e
.
W dr i w R i

P e e s ke ks ek a

»
»

.
i
»
*i'
r

a a_x
.1-....1.-..-..-_.-.

L
L e
X oxw

iy e e O e e e e S i e e O i

L N N AR O )

-_-_""-....k....q.q.....u.rt......_-_.q......n....ﬂ T N, Tua ..."-_-_
N s e N ) Cal)

A A L)

e N N S L ]
e a i e e T e
TR e

»
L}

& & i
Lt
* *
r

¥
X

X
L
»
»
X
»
X

[
ar

L e W e e e e

*

»

- o
B AR A
LN N
.-..-...........nlnn._...v -.r -,
Ca

[
E )

r

e
A e e e e

2 a2kl dpdpdp hom omodp e om MM ko ko k
i T e e i P
L O T M A N N L L e
e e e
S N TR
-

S e N W

L N A L N L N N AR N N AR R N N N R R N N N A N R A R N A R A R N AR . R A R AR R A R AR R . R AR R A R - AR AR R R




U.S. Patent Jul. 31, 2018 Sheet 11 of 16 US 10,037,855 B2

444 402 446} 398 396

-~ EXPERIMENTAL FOR NG2
~£x~ EXPERIMENTAL FOR NG1
-7~ EXPERIMENTAL FOR PG

} (F om™)

Ne:

QUANTUM CAPACITANCE (C

GRAPHENE POTENTIAL (V)



US 10,037,855 B2

Sheet 12 of 16

Jul. 31, 2018

U.S. Patent

-1

1581.9 om

M

R

R

1580

i

A
]
]

588

e e e e e e e e o e ol ol e

e ol i i i o —-------—---—-------—---]rv

b e e e e et b alh o e

e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e

‘l.'ll'll mher sl mhr sl sbr osbr s sbr sbr s sbr sbr s sbr sbe s sbr sbr s sbr sbr s sbr sbr s sbr sbr s sbr sbr s sbr sbr s sbr sbr s sbr sbr s sbr sbr s sbr sbr s sbr ol ol

-1

H - -
" i
L)

Hiiiiiiiiiiiiiiiiiiiii T

[

1542

1

1586

1584

g

ﬁiihriiiii111111111111111111111111111111111111111_

%{E{%“%{L

temet e r e v e —n————————————————————————————————— ]

%rtiiii{rtt}{iiiriiiiitis}{}{i‘

g g g g g g g g g g gy

'iiiiEiiiiiiiiiiiiiii.,....,....r...,....,....r...,....,....r...,....,....r...,....,....r...,....,....r...,....,....r...,....,....r...,....,....r...,....,....r..iiiiiiiii.,....,....r...,....,....r...,....,....r...,....,....r..iiiiiiiiiiiiiiiiiiiiiiii

PSPPI Ot

e ———

teqesresssesnnnany
MlI{ILIlIlILIlIL

Bt st e ieg

'
\ : T—

AONINT I NOUOERILSIC

1584

1582

1080 1592

1588

8

G

15

1580

o

(3 PEAK SHIFT (om

;



U.S. Patent Jul. 31, 2018 Sheet 13 of 16 US 10,037,855 B2

Fi(. 8F

SO S S

§_

] ] { [
|

8

. .

200

o0

o ]

R ]

e

<

Ml SR
____________________

:' : 1’ 1’ i ?
1200 1600 2000 246G 2800

RAMAN SHIFT fem ™



U.S. Patent Jul. 31, 2018 Sheet 14 of 16 US 10,037,855 B2

d

...............

|

ENSITY {(a.ul)

iNT?
:

1 I ] i

1200 4600 2000 2400 2500
RAMAN SHIFT (em™)

=



US 10,037,855 B2

Sheet 15 of 16

Jul. 31, 2018

U.S. Patent

e )
L R g e S e Sy R ey e =y |

LR SE N N N )

LA e ]

R M

LN N N

i-"-
o al
L T
b
.F
L
Py
L ]
F hary
L
W
'
.

]
]

x ! .
.._H u_.H ... __-,___.f ..A e
o . = - h
! x 1 .
. P L) . .
e . N . . . .
i Y A “.J ') ) ’ .
: v.“n le l”.._n ”Hl_- ata bt i n *
2 r o U " ; . C
...H.r....._. dr iy dp dp dp dp e e Cde e e i .......4H....4.4.......“......_..4.......H.....4.4”.._“.4......“...............”...”...”...”...”...- . . 1 o
o d d ke ik d o d ek T .
Y, .....4.....4......_......._......4.4........4.................1...................4..................444...............- ' i i am ame i ' - ) '
I dr dr e ey e e i ey e i e T R e M AL N B N NN | >
drdr dr e e dp e dr ke a0 i L E C R 3 RC 0 3 3 a0 Al A aE aC k) ! ’.. .
dp oy iyl Al L) L e sl ol 2 X . - ‘
N a3 A M B i iy M M o
L ka3l ik aCE al al al i A MM D A M M B AL N NN X ol . . ' .
W dp U dp iy iy il ke WA A iy ; A Al
o ke e T e e R A R e M R NN NN | X X A N R R R i
drdr e e i i i e L E O 0 3 20 a0 3 30 a0l 3l bl sl ; . .
L e el ksl al el el e e ok e ) ; iy A A A A 3 . - .
I dp dr e e el ke e gk &k d & B g i iy My My g a0 A N A A k
o A AN N A E NN e AL MM A D NN B A AC A NN 2 A AL MMl AL AL L NN | ol iy A A A A . . - .
dpdp dp e ey e iy iy e iy iy dr el e il i i i )
N e P M NN MR R e M NN N N NN | X T ) O O ﬂl . . tf. --
dp dr e e e dp e iy e e e i i iy ok e R & ki i x A N 5 ™
N s s sl el el L ok ksl bl sl el el X X X XA x xR A ‘ ik
i drod o b od W iy dr U ke A ki e i T x EERREER R Ty m“ m* M“ ; }(
i iy i e L b aE il al ak o o AN N AL NN AL LML NN | X xmx x x " ER xRN . J
ap o e dp e iy i A e iyl e el el e " .
iy ke A > i * i i X ki ERERR ITERREZITRERER EEZR . ’
H...H...H...H...H...H&H * P ¥ H i ...H...H...H...“ a“a“n“n ] Haxnanlaaaalanal"__.Hn“u"n“n“l"l"n“a"n“aﬂa“n“n“a"la :a“lan"a"l"n: ] . i ; b
i ip e i i i &y - RN NN | T x XXX XXX A T X AAXAAEERE XA X XA A XA XA XXX XA XXX . g $ - .
NN NN S e R B | e X R . A i = ;
........H....H....H....H....H....H...H.......q....q.......r.......q......”.......q....q....q .4H.4..........4......H.4....4H.4...............4... .............H....H...H.......- - l""H"HI e nl:_ A A ] =
dy ir i iy il i iy e i e e i o P A NN N N M N N nm :
dp dr e dp dp e e p ey e dp iy dp e ey dp e ey iy o N
A dr Ryl iy el iy LA AE AL A L ML M NN | ) ) . : .
dr dr e dp dp e e e ap e dr ke ek i drdr e e dp e e i 0 ek ; ; I
T dp i g i iy iy e e iy iy iy iy dp ey e e eyl o ) m_:__..:. w___..__.__. w.__.___._: :
o N iy dr e iy dp e eyl i e ek b g e e
o N N N NN N N LN X R R e DA N N A NN N TN | I I I I N N . : .#. . . i .
Iy e ey e el e iy e de e e by i e ey de d e ke i b e X R X E R R AR AN AW N A A AN, : ’
dp dr A e e drdr e e e A dp 0 dp e dp e e dp e iy e e e e e e e il e de i aa XA E RN NN AN RN AR - m m -
N e et Al B Al el L NN NN | N i ) v :
I dr 0 e e e dp ey ey e O ey sy O e e e iy dp o de e ey de dp ey ke e Bk e e T N T N h.l..l . -
N .
o e e e o e e e e e HHHHHHHHH.. HHH nanHnanHnHnHHHHHHHHHHHHHHHHHHHHHHHHH HHHHHHHHH HHHHHHHHH i Y
X XN AR AR ALK x X
x o
x
x
x

XN
HHHHHHH
FHPH!.H

EXPERI
e EXPERIM
~eoitenn [ XPERIN

: y - tm -
. .l.l .
ﬁMu ;uu “. ..
1 1- . e
-~ X .
i .. e m -
F . -,“ “ e
. 1
[ A i
. . | :
. - |
i & . S S S ;
r --l1 -'.IL - —————— . - e . .
b 2 § - (a1
_ ; y i &  iid
; ol ¢

___________?________

b

| I A e - |
£ | )H.:.Ci

b ]

i

o e | B T ~ |
o
_ o3 e s Td L

nler wbr e vl e sl sl ol e ol e sl sl sl sle b sl b sl sle sl sl ol sl sl ke sl sl sl ol sl ol e ol sl ol ol e ol e ol

. 4 L0 0NV LOVEYD WLOL

.

al vs SHE)

&

potent

¢
\

\;T'

L]



US 10,037,855 B2

Sheet 16 of 16

Jul. 31, 2018

U.S. Patent

06 — (¢

“ smemimmemene -
(%) INIWEONVHNS % - (%) INTNIONYHNG

U e 48 30 NI . L . &40 29VINIOHEd

DA — 0C)

| TN oo
- OOIWEN —~-

0%t - - (4l




US 10,037,855 B2

1

ULTRACAPACITOR WITH A NOVEL DOPED
CARBON

RELATED APPLICATIONS

This application 1s a continuation application of Interna-

tional Application No. PCT/US2014/053557 filed Aug. 30,
2014, which designates the United States, which claims

priority to U.S. Provisional Application Ser. No. 61/872,4771
filed Aug. 30, 2013, and which is incorporated herein by
reference in 1ts entirety.

STATEMENT OF GOVERNMENT INTEREST

At least portions of this invention were made using U.S.
government funding provided by the Department of Energy
under grant number DE-SC0001951. The U.S. government

has certain rights 1n the invention.

TECHNICAL FIELD

The present disclosure relates to capacitors, and specifi-
cally to carbon materials that can be used 1n capacitors.

TECHNICAL BACKGROUND

The increasing demand for electrical energy requires
continuous development of improved energy storage tech-
nologies. Batteries store and release energy via chemical
reactions, but have limited storage capabilities. While bat-
teries can achieve high energy density values, discharge
rates are typically limited by the chemical reactions. In
contrast, ultracapacitors do not rely on chemical reactions to
release energy. As such, ultracapacitors, also referred to as
supercapacitors, can be charged and discharged rapidly.

Ultracapacitors, also called supercapacitors or electro-
chemical capacitors, are a potential solution for meeting the
world’s electrical energy storage needs. Vastly accelerated
adoption of ultracapacitor technology, now mainly based on
porous carbons, 1s currently limited by the low energy
storage density and relatively high eflective series resistance
ol these matenals.

Ultracapacitors store energy by forming a double layer of

clectrolyte 1ons on the surface of conductive electrodes.
Ultracapacitors are not lmmited by the electrochemical
charge transfer kinetics of batteries and thus can operate at
very high charge and discharge rates, and can have lifetimes
of over a million cycles; however, the energy stored 1n
ultracapacitors 1s currently an order of magnitude lower than
batteries. The limited energy storage of ultracapacitors limits
their use to those applications that require high cycle life and
power density. The energy density of conventional state-oi-
the-art ultracapacitor devices, mainly based on porous acti-
vated carbon (AC), 1s about 4-5 Wh/Kg while that of lead
acid batteries 1s 1n the range 26-34 Wh/Kg. A conventional
AC material, with a specific surface area (SSA) 1n the range
of 1,000-2,000 m*/g and a pore size distribution in the range
of 2-5 nm, can have a gravimetric capacitance of 100-120
F/g 1n an organic electrolyte.

Significant research has thus been focused on increasing
energy density without sacrificing cycle life or high power
density. Ultrathin, high surface area carbon films including
graphene and graphene-like materials have been 1dentified
as promising candidates for use as ultracapacitor electrodes.
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However, 1t has been observed that the storage capacity of 65

these materials 1n ultracapacitors 1s mtrinsically limited. For
example, activated microwave expanded graphite oxide

2

(‘aMEGQO’) materials having high surface area and energy
density have been recently described. These materials, how-
ever, may exhibit saturation of capacitance at lower than
desirable levels. Similarly, recent mvestigations of “pris-
tine” monolayer graphene have shown that the area-normal-
1zed charge storage of suspended monolayer graphene that
can be stored simultaneously on both sides of a graphene
monolayer 1s significantly lower than could be stored on a
single side of a graphene monolayer.

Thus, there 1s a need to address the problems and other
shortcomings associated with existing ultracapacitor tech-
nology and carbon materials for use therein. These needs
and other needs are satisfied by the compositions and
methods of the present disclosure.

SUMMARY

In accordance with the purpose(s) of the invention, as
embodied and broadly described herein, this disclosure, 1n
one aspect, relates to capacitors, and specifically to carbon
materials that can be used 1n capacitors.

In one aspect, the present disclosure provides a method
for making doped activated microwave expanded graphite
oxide (“aMEGQO”) comprising expanding and reducing
graphite oxide with microwave expanded graphite oxide,
and chemically activating the microwave expanded graphite
oxide 1n the presence of a dopant. In still another aspect, the
present disclosure provides a method of producing doped
graphene films comprising heating a metal or dielectric
substrate 1n a chemical vapor deposition apparatus and
introducing a flow of a gaseous carbon source and a gaseous
source of the dopant element. In further aspects of the
present disclosure, doped aMEGO and doped graphene films
are provided.

Additional aspects of the invention will be set forth 1n part
in the description which follows, and 1n part will be obvious
from the description, or can be learned by practice of the
invention. The advantages of the mvention will be realized
and attained by means of the elements and combinations
particularly pointed out in the appended claims. It 1s to be
understood that both the foregoing general description and
the following detailed description are exemplary and
explanatory only and are not restrictive of the invention, as
claimed.

BRIEF DESCRIPTION OF THE FIGURES

The accompanying figures, which are incorporated 1n and
constitute a part of this specification, illustrate several
aspects and together with the description serve to explain the
principles of the invention.

FIG. 1A 1s a schematic showing the microwave exiolia-
tion/reduction of graphite oxide and the following chemical
activation of microwave exioliated graphite oxide (MEGO)
with potassium hydroxide (KOH) according to a prior art
method of aMEGO synthesis, FIG. 1B 1s a low magnifica-
tion scanning electron microscopy (SEM) image ol an
undoped 3D aMEGO chunk, FIG. 1C 1s a high-resolution
SEM 1 Image of a different sample region of the same chunk,
FIG. 1D 1s an annular dark-field scanning transmission
clectron microscopy (ADF- STEM) image ol the same area
depicted i FIG. 1C, FIG. 1FE 1s a high magnification phase
contrast electron microscopy image of the thin edge of an
undoped aMEGO chunk, taken at 80 kV, and FIG. 1F 1s an
exit wave reconstructed high resolution transmission elec-
tron microscopy (HRTEM) image from the edge of undoped
aMEGO.
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FIG. 2 illustrates an apparatus for synthesizing doped
graphene using the processes of the disclosed subject matter

according to one aspect of the present disclosure.

FIG. 3 1s a flowchart of a prior art method of undoped
graphene synthesis by chemical vapor deposition.

FIG. 4A 1s Nitrogen adsorption 1sotherms and pore size
distribution of doped aMEGO electrodes; and FIG. 4B
X-ray photoelectron spectra for doped aMEGO at different
activation temperatures.

FIG. 5A 1s cyclic voltammetry curves of aMEGO and
N-doped aMEGO at a scan rate of 20 mVs™"; FIG. 5B is
gravimetric capacitance of doped and undoped aMEGO
maternals at varying current densities; FIG. 5C 1s specific
surface area (SSA)-normalized capacitance as a function of
nitrogen dopant concentration of the aMEGO matenals at
various current densities; and FIG. 5D the SSA-normalized
capacitance at various nitrogen concentrations for samples
tested in 6 M KOH using a three-electrode setup and 1 M
TEABF /acetonitrile using a two-electrode cell configura-
tion.

FIG. 6 A 1s a Nyquist plot of complex-plane impedance for
doped and undoped aMEGO matenals in 6 M KOH elec-
trolyte using a three-electrode configuration; and FIG. 6B 1s
a Nyquist plot of complex plane impedance for doped and
undoped aMEGO materials in 1 M TEABF /acetonitrile
using a two-electrode cell configuration.

FI1G. 7A 1s charge-discharge curves at a current density of
0.2 A/g for doped and unposed aMEGO matenals in 6M
KOH celectrolyte using a two-electrode configuration; and
FIG. 7B 1s SSA-normalized capacitance of undoped and
doped aMEGO materials with varying concentration of
dopant for samples tested in 6 M electrolyte using a three-
clectrode and a two-electrode setup.

FIG. 8A 1s Raman spectra maps of G peak position for
undoped (PG) and doped (NG2) graphene after transfer to a
S102/S1 substrate; FIG. 8B 1s an optical micrograph of NG2;
FIG. 8C 1s XPS N 1s spectrum of NG2; FIG. 8D histograms
of the G peak positions of PG and NG2 from the maps 1n
FIG. 8A; FIG. 8E 1s Raman mapping of the ratio of the 2D/G
peak intensities for PG and NG2 at the same position as
shown 1 FIG. 8A; FIG. 8F 1s Raman spectra taken at
positions (1), (II), and (III) in FIG. 8E for NG2; and FIG. 8G
1s Raman spectra taken at positions (1), (II), and (III) 1n FIG.
8E for PG.

FIG. 9A 1s a schematic illustration of the setup for
quantum capacitance measurement, a photograph showing
the dimensions of the working electrode, and an SEM 1mage
showing contact between the graphene and the copper of the
clectrode; FIG. 9B plots of total capacitance as a function of
the total gate potential for undoped (PG) and doped (NG
and NG2) graphene materials; FIG. 9C plots of quantum
capacitance for undoped and doped graphene samples
derived from total capacitance; and FIG. 9D a plot of
capacitance enhancement and dopant concentration in the
graphene and aMEGO materials disclosed herein.

DESCRIPTION

The present invention can be understood more readily by
reference to the following detailed description of the inven-
tion and the Examples included therein.

Before the present compounds, compositions, articles,
systems, devices, and/or methods are disclosed and
described, 1t 1s to be understood that they are not limited to
specific synthetic methods unless otherwise specified, or to
particular reagents unless otherwise specified, as such can,
of course, vary. It 1s also to be understood that the termi-
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nology used herein 1s for the purpose of describing particular
aspects only and 1s not intended to be limiting. Although any

methods and materials similar or equivalent to those
described herein can be used 1n the practice or testing of the
present mvention, example methods and materials are now

described.

Definitions

As used 1n the specification and the appended claims, the
singular forms “a,” “an” and *“‘the” include plural referents
unless the context clearly dictates otherwise. Thus, for
example, reference to “a solvent” includes mixtures of two
or more solvents.

Ranges can be expressed herein as from “about” one
particular value, and/or to “about” another particular value.
When such a range 1s expressed, another aspect includes
from the one particular value and/or to the other particular
value. Similarly, when values are expressed as approxima-
tions, by use of the antecedent “about,” 1t will be understood
that the particular value forms another aspect. It will be
turther understood that the endpoints of each of the ranges
are significant both in relation to the other endpoint, and
independently of the other endpoint. It 1s also understood
that there are a number of values disclosed herein, and that
cach value 1s also herein disclosed as “about” that particular
value 1n addition to the value itself. For example, 11 the value
“10” 1s disclosed, then “about 10 1s also disclosed. It 1s also
understood that each unit between two particular units are
also disclosed. For example, 11 10 and 15 are disclosed, then
11, 12, 13, and 14 are also disclosed.

As used herein, the terms “optional” or “optionally™
means that the subsequently described event or circumstance
can or can not occur, and that the description includes
instances where said event or circumstance occurs and
instances where 1t does not.

Throughout this specification, unless the context requires
otherwise, the word “comprise,” or variations such as “com-
prises” or “comprising,” will be understood to imply the
inclusion of a stated integer or step or group of integers or
steps but not the exclusion of any other integer or step or
group of integers or steps.

Disclosed are the components to be used to prepare the
compositions of the mvention as well as the compositions
themselves to be used within the methods disclosed herein.
These and other materials are disclosed herein, and it 1s
understood that when combinations, subsets, 1nteractions,
groups, etc. ol these materials are disclosed that while
specific reference of each various individual and collective
combinations and permutation of these compounds can not
be explicitly disclosed, each 1s specifically contemplated and
described herein. For example, 11 a particular compound 1s
disclosed and discussed and a number of modifications that
can be made to a number of molecules including the
compounds are discussed, specifically contemplated 1s each
and every combination and permutation of the compound
and the modifications that are possible unless specifically
indicated to the contrary. Thus, 1f a class of molecules A, B,
and C are disclosed as well as a class of molecules D, E, and
F and an example of a combination molecule, A-D 1s
disclosed, then even 1f each 1s not individually recited each
1s individually and collectively contemplated meaning com-
binations, A-E, A-F, B-D, B-E, B-F, C-D, C-E, and C-F are
considered disclosed. Likewise, any subset or combination
of these 1s also disclosed. Thus, for example, the sub-group
of A-E, B-F, and C-E would be considered disclosed. This

concept applies to all aspects of this application including,
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but not limited to, steps 1n methods of making and using the
compositions of the invention. Thus, if there are a variety of
additional steps that can be performed 1t 1s understood that
cach of these additional steps can be performed with any
specific embodiment or combination of embodiments of the
methods of the invention.

It 1s understood that the compositions disclosed herein
have certain functions. Disclosed herein are certain struc-
tural requirements for performing the disclosed functions,
and 1t 1s understood that there are a variety of structures that
can perform the same function that are related to the
disclosed structures, and that these structures will typically
achieve the same result.

As briefly discussed above, the present disclosure pro-
vides doped carbon maternals that can be used 1n a capacitor,
such as, for example, an ultracapacitor.

Ultracapacitors, also called supercapacitors or electro-
chemical capacitors, are a potential solution to meeting the
world’s electrical energy storage needs. Vastly accelerated
adoption of ultracapacitor technology, now mainly based on
porous carbons, 1s currently hindered by their low energy
storage density and relatively high eflective series resis-
tance. Ultracapacitors store energy by forming a double
layer of electrolyte 10ns on the surface of conductive elec-
trodes. Ultracapacitors are not limited by the electrochemi-
cal charge transter kinetics of batteries and thus can operate
at very high charge and discharge rates, and can have
lifetimes of over a million cycles; however, the energy
stored 1n conventional ultracapacitors can be about an order
of magnitude lower than batteries. Such lower energy stor-
age values can limit the adoption of ultracapacitors to
applications that require high cycle life and power density.
In one aspect, the energy density of conventional ultraca-
pacitor devices, mainly based on porous activated carbon
(AC), 1s about 4-5 Wh/Kg, while that of lead acid batteries
1s 1n the range 26-34 Wh/Kg. A conventional AC material
with a SSA in the range of 1,000 m*/g to 2,000 m*/g and a
pore size distribution 1n the range of 2 nm to 5 nm, can have
a gravimetric capacitance of 100-120 F/g 1n organic elec-
trolytes. A significant amount of research has been focused
on increasing energy density for ultracapacitor matenals
without sacrificing cycle life or high power density. For
example, capacitance increases have been reported in the
organic e¢lectrolyte tetracthylammomium tetratluoroborate
(TEA BF,) 1n acetonitrile (AN) using carbide-derived car-
bons (CDCs) with sub-nanometer pores. The capacitance
increases can be attributed to the partial or complete desol-
vation of 1ons 1n the sub-nanometer pores. Metal oxides such
as RuO, or MnO,, MoO,, and electronically conducting
polymers or their composites, have also been used to
increase specific capacitance via pseudo-capacitive redox
reactions. Although capacitances of up to 1,300 F/g (e.g.,
with MnQO,) have been reported 1n aqueous electrolytes, the
low electrical conductance, poor compatibility with organic
clectrolytes, and short cycle life have limited the practical
application of these pseudo-capacitive materials. Carbon

nanotubes (CNTs), especially single walled CNTs (SWNTs)
have an ideal limit SSA of 1,300 m*/g, and can have high
clectrical conductance along the tubes and can demonstrate
good performance 1n organic electrolyte; however, the high
cost for mass production of high quality SWNTSs can be a
challenge for the commercialization of SWN'T-based ultra-
capacitors.

Graphene has a theoretical SSA of 2,630 m*/g and a very
high intrinsic in-plane electrical conductivity, as well as high
mechanical strength and chemical stability. Graphene-based
materials derived from graphite oxide (GO) can also be
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manufactured in industrial quantities at relatively low cost.
Graphene can be made using any of a variety of known
methods. Specific methods for obtaining chemically-modi-
fied graphene are also disclosed i Park and Ruoil, “Chemi-
cal methods for the production of graphenes,” Nat. Nano-
technol: 29 (March, 2009), incorporated herein by reference
for the purpose of disclosing graphene synthetic methods. In
various aspects, graphene can be produced by reducing
graphene oxide with a reducing agent. Example reducing
agents include anhydrous hydrazine, hydrazine monohy-
drate, dimethyl hydrazine, sodium borohydride, hydroqui-
none, alkaline solutions, and alcohols. Hydrogenation/hy-
drogen transfer techniques employing small molecule
reduced species as hydrogen sources and graphene oxide as
the hydrogen sink may also be used. Catalysts, such as
tris(tripenylphosphine) rhodium chloride can optionally be
used as activators of hydrogen that i1s produced during
oxidation of a hydrogen source.

Ultracapacitors based on reduced graphene oxide with
capacitance values of approximately 130 F/g in aqueous
KOH or 100 F/g 1n organic electrolytes have been devel-
oped. Other graphene-based materials derived from GO can
have high end capacitance values of ~200 F/g 1n aqueous
clectrolytes, ~120 F/g 1n organic electrolytes, and ~75 F/g 1n
an 1onic liquids. In addition to these materials, high fre-
quency ultracapacitors prepared from oriented graphene
grown on nickel surfaces can provide eflicient filtering of
120 Hz current with an RC time constant of less than 0.2 ms,
but such performance 1s at the cost of low ellective energy
storage due to the very low density of the electrode material.

SSA values for the majority of carbon materials dertved
from GO remain substantially less than 2,630 mZ/g.
Recently, however, an activation method for processing
microwave exioliated graphite oxide (MEGQO) and/or ther-
mally exfoliated graphite oxide (TEGO) was described
which achieve SSA values up to about 3,100 m*/g or more.
With reference to U.S. patent application Ser. No. 13/782,
329 to Ruofl et al., incorporated by reference herein 1n 1ts
entirety, this aMEGO material exhibits a unique porous
structure, commercially acceptable capacitance values, low
clectrostatic (ESR) values in commercially available 1onic
liquid and/or organic electrolytes, or a combination thereof.

However, carbon-based electrode materials for ultraca-
pacitors, including thin-walled graphene electrodes, have
heretofore exhibited saturation of capacitance at lower than
desirable levels. The present disclosure provides, 1n various
aspects, a novel doped carbon material obtained through the
chemical activation of microwave exioliated graphite oxide
(MEGO) 1n the presence of one or more dopants. Doped
aMEGO as described herein exhibits or possesses, relative
to undoped aMEGO, at least one of: increased gravimetric
capacitance, comparable electrical conductivity, increased
SSA-normalized capacitance, or a combination thereof. In
one aspect of the invention, the doped aMEGO exhibits
increased capacitance relative to undoped aMEGO matenals
independent of any increase in pseudocapacitance associ-
ated with the doping.

As described 1n U.S. patent application Ser. No. 13/782,
329, incorporated by reference above, and with reference to
FIG. 1A, aMEGO powder can be prepared by exposing GO
to microwave energy. Following irradiation, the MEGO
powder can be contacted with an activator, after which, the
powder can be filtered and dried. After contacting MEGO
with an activator and optionally filtering and drying, the
mixture can be subjected to a heat treatment step. In one
aspect, the heat treatment step can comprise exposing the
mixture to a flowing stream of an 1nert and/or a reducing gas
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at elevated temperature for a period of time. FIG. 1B
illustrates the microstructure of an exemplary undoped
aMEGO matenal, prepared as described herein. Similarly,
FIGS. 1C-1F illustrate exemplary (C) high resolution SEM,
(D) annular dark field scanning transmission electron
microscopy (ADF-STEM), and (E-F) high-resolution TEM

(HR-TEM) images of the microstructure of the undoped
a-MEGO material. The images in FIG. 1 1llustrate an etched
MEGO microstructure with a three-dimensional distribution

ol mesopores.

According to one aspect of the present disclosure, a doped
aMEGO 1s prepared by further exposing the mixture of
MEGO and activator to one or more sources of a desired
dopant element or elements during activation of the MEGO
maternial. For example, the mixture of MEGO and activator
can be exposed to a tlowing stream of a gaseous source of
a dopant element during heat treatment of the MEGO and
activator. In one aspect, the dopant element 1s incorporated
into the molecular lattice of the aMEGO by such exposure
to the dopant element during activation. In one aspect, an
aMEGO maternial doped with one or more non-metal ele-
ment atoms 1s provided. Suitable non-metal dopant elements
include, without limitation, nitrogen, boron, phosphorus,
and silicon. In another aspect, an AMEGO material doped
with one or more metal element atoms 1s provided.

The activator can comprise a basic material, such as, for
example, KOH or an aqueous solution thereof, a reducing
agent, or one or more other compounds suitable for use 1n
preparing an activated MEGO material, such as zinc chlo-
ride, aluminium chloride, magnesium chloride, boric acid,
nitric acid, phosphoric acid, potasstum hydroxide, sodium
hydroxide, or a combination thereof. The heat treatment step
can comprise exposing the mixture to a tlowing stream of an
inert and/or a reducing gas at elevated temperature for a
period of time. The gas or mixture of gases can be comprised
of argon and other mert and/or reducing gases. The envi-
ronment (e.g., furnace tube) can be held at atmospheric
pressure or a negative pressure for a period of time, for
example, about 600 Torr, 500 Torr, 400 Torr, 300 Torr, 200
Torr, 100 Torr, or less. The temperature of the heat treatment
step can vary depending on various considerations including
the degree of activation desired, the specific materials being
processed, and the gases being used. In one aspect, the
temperature 1s a temperature suflicient to at least partially
activate the MEGO matenial. The duration of the heat
treatment step can be from about 30 minutes to about 3
hours, for about 0.5, 1, 1.5, 2, 2.5,3,3.5, 4, 4.5, 3, or greater
than about 5 hours.

In one aspect of the present disclosure, process conditions
are selected according to the dopant or dopants, the liquid
and/or gaseous source or sources of the dopant element or
clements, and the desired degree of doping. For example,
increasing the rate of flow of the gaseous source of the
dopant element will increase the degree of doping of the
aMEGO material. By way of example and not limitation,
where aMEGO activation occurs 1n a 50 mm diameter tube
furnace, a flow rate of between 1 sccm and 1000 sccm of a
gaseous source ol a dopant element will result 1n doping of
the aMEGO material, with increasing flow rates associated
with higher degrees of doping. The temperature of the heat
treatment step will also aflect the degree of doping. For
example, increasing the temperature of the heat treatment
step, 1n a range between 600° C. and 900° C., will decrease
the degree of doping. The present mnvention 1s not intended
to be limited to any particular process parameters. One of
skill 1n the art, and 1n possession of this disclosure, could
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readily determine appropriate activation conditions for
preparation of a doped aMEGO materal.

In one aspect, suitable gaseous sources of dopant ele-
ments nitrogen are generally those which are subject to
decomposition in the conditions suitable for aMEGO acti-
vation, icluding, for example, exposure to basic conditions
at high temperatures. Suitable gaseous sources of nitrogen
include, by way of example and not limitation, ammonia
gas, nitrous acid vapor, nitric acid vapor, ammonia borane
vapor, and nitrogen gas. Suitable gaseous sources of boron
include, by way of example and not limitation, boron
trichloride, boron triflouride, ammonia borane vapor, and
boric acid vapor. Suitable gaseous sources of phosphorus
include, by way of example and not limitation, phosphorous
tritflouride and phosphorous acid vapor. Suitable gaseous
sources of silicon include, by way of example and not
limitation, silane, silicon tetrahalide, trichlorosilan, and
hexachlorodisilane.

It was surprisingly discovered that exposure of MEGO
during activation to a gaseous source ol a dopant element
produces a doped aMEGO product. In one aspect, the dopant
1s incorporated into the aMEGO molecular lattice itself
rather than incorporated by surface functionalization. With-
out limitation to theory, 1t 1s believed that under the activa-
tion conditions, the dopant atoms actively participate in the
rebonding of the aMEGO structure after digestion by the
activator. In one aspect, and in accordance with the forego-
ing, doped aMEGO matenals are provided having one or
more dopant elements incorporated nto the aMEGO
molecular lattice.

In further embodiments 1n accordance with the disclosed
subject matter, one or more dopants can be added by
contacting microwave-expanded graphite oxide with a lig-
uid source of a dopant during the reduction or the activation
of the graphite oxide. By way of example, and not limitation,
an aqueous dispersion of graphite oxide can be reduced 1n a
liquid environment containing one or more dopant elements
by way of a hydrothermal reduction at a temperature of 130°
C. to 180° C. for a period of between about 8 hours and
about 12 hours 1n an autoclave. Additionally or alternatively,
a liquid dopant source (of the same or a different dopant
clement) can be added to an activator such as potassium
hydroxide prior to activation. After contacting the reduced
graphite oxide with an activator and a liquid dopant source,
the mixture can then be subjected to the heat treatment step
as previously described.

Liquid dopant elements include the group consisting of a
nitrogen-contaimng liquid, a silicon contaimng liqud, a
boron-containing liquid, a phosphorus containing liquid, and
a combination thereol. Examples are nitrous acid, nitric
acid, boron trichloride, boron trifluilde, ammonia borane,
boric acid, silicon tetrahalide, trichlorosilane, hexachloro-
disilane, phosphorous acid, phosphorous triflouride, urea,
liguid ammonia, amines, citric acid, boric acid, and borane.

The doped AMEGO materials possess surface area similar
to that of undoped aMEGO, such as aMEGO prepared under
like conditions without exposure to a gaseous source of a
dopant element. In one aspect, the doped aMEGO matenals
exhibit comparable electrostatic resistance to undoped
aMEGO prepared under like conditions without exposure to
a gaseous source of a dopant element.

In one aspect, aMEGO matenals exhibiting a degree of
doping of between about 0.001% of the atoms of the
aMEGO material to about 50% of the atoms of the aMEGO
material 1s provided. The degree of doping may be about
0.001%, 0.1%, 0.5%, 1%, 2%, 3%, 4%, 5%, 6%, 7%, 8%,
9%, 10%, 15%, 20%, 25%, 30%, 35%, 40%, 45% or 50% or
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any value 1n between. The aMEGO material may be doped
with one element, two elements, three elements, or more.

In one aspect, the doped aMEGO matenals exhibit
increased capacitance relative to undoped aMEGO materi-
als. The gravimetric capacitance of the doped aMEGO
materials can exceed the gravimetric capacitance of undoped
aMEGO matenals by, for example, a factor of 1.1, or 1.5, or
2, or 4, or greater. Additionally or alternatively, the area-
normalized (SSA) capacitance can exceed that of undoped
aMEGO by, for example, a factor of 1.1, or 1.5, or 2, or 4,
or ten, or greater.

In one aspect, the doped aMEGO maternials provided
herein exhibit increased electronic double layer capacitance
relative to undoped aMEGO. In one aspect, the doped
aMEGO materials described herein exhibit increased
capacitance relative to undoped aMEGO materials indepen-
dent of any 1ncrease 1n pseudocapacitance that results due to
doping. Without limitation to theory, 1t 1s believed that the
improved electronic double layer capacitance 1s due to the
incorporation of the dopant atoms into the molecular lattice
of the graphene-based materials during activation. The dop-
ant atoms change the electronic structure of the graphene-
based materials and increase the charge carrier density and
thus lead to a larger value of the interfacial capacitance.
Doped Monolayer Graphene

Additional research efforts have focused on improving the
capacitance of native or “pristine” monolayer graphene. In
contrast to various graphene-based materials carbon elec-
trode matenals, including graphite oxide-derived graphite
oxide materials, monolayer graphene 1s not structurally or
chemically modified during production. Graphene 1s a single
atom thick honeycomb lattice of sp*-bonded carbon atoms.
Although, as discussed above, graphene possesses a high
SSA and electrical conductivity, 1ts interfacial capacitance 1s
limited. In another aspect of the present disclosure, mono-
layer graphene 1n which one or more dopant elements are
incorporated into the graphene lattice 1s provided. Relative
to undoped monolayer graphene, the doped graphene pro-
vided herein exhibits or possesses greater SSA-normalized
capacitance, increased interfacial capacitance, or a combi-
nation thereof. In contrast to doped graphene described in
the prior art, this increase in capacitance 1s observed inde-
pendent of any increase in pseudocapacitance that may
result from doping.

In one aspect, the present disclosure provides a method of
synthesis of doped monolayer graphene by chemical vapor
deposition, in which a metal or dielectric substrate 1s heated,
optionally annealed, and exposed to a gaseous carbon source
and a gaseous source or sources of a dopant element or
clements.

FIG. 2 illustrates an exemplary CVD apparatus for syn-
thesizing graphene films using the processes of the present
disclosure. Apparatus 100 includes a tube furnace 101,
which 1s an electric heating device used to conduct synthesis
of graphene. In one embodiment, tube furnace 101 consists
of a cylindrical cavity surrounded by heating elements 102
(c.g., heating coils), which are embedded 1n a thermally
insulating matrix (not shown). In one embodiment, the
length of the cylindrical cavity 1s between 40 to 60 cm with
a diameter of about 8 cm. The temperature of tube furnace
101 may be controlled via feedback from a thermocouple
(not shown). The growth chamber used to grow graphene
can be a furnace as described above that can be scaled to any
s1ze as required by the size of the substrate and the size of
the graphene to be grown. Alternatively, a cold wall single
waler apparatus can be used to grow graphene which can be
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heated to an appropriate temperature to react with the
reacting gas on the surface of the substrate.

Apparatus 100 may further include flow meters 103 A,
103B used to measure the gas flow. For example, flow meter
103 A 15 used to measure the flow of hydrogen (H,) gas 104;
whereas, flow meter 103B i1s used to measure the flow of a
gaseous carbon source such as methane 105.

Apparatus 100 may also include a vacuum gauge 107
used to measure the pressure 1n a vacuum. Additionally, may
include a trap 108 used to condense all vapors except the
permanent gases mto a liquid or solid. Trap 108 prevents
vapors from contaminating a vacuum pump 109. In one
embodiment, trap 108 uses liquid nitrogen (LN,) as its
coolant. Apparatus 100 additionally includes a ball valve
110 used to control the pressure.

Although reference 1s made above to one exemplary CVD
apparatus, the present disclosure 1s not limited to a particular
apparatus or system for CVD processes. The principles of
the present disclosure may be implemented by any means
for CVD, including, without limitation, heating the substrate
surface using rapid thermal processing or flash annealing or
by use of a cold wall chamber, as understood by persons of
ordinary skill in the art 1n light of the present disclosure.
Additionally, while reference 1s made to specific parameters,
including dimensions of the CVD apparatus and substrate,
the present disclosure 1s not limited to these parameters, but
rather extends to all parameters and dimensions practicable
according to the principles of the present disclosure.

With reference to U.S. Pat. No. 8,470,400, hereby incor-
porated by reference 1n 1ts entirety, CVD techniques have
been employed to grow graphene films on metal substrates.
FIG. 3 depicts an exemplary tlowchart of a prior art method
of CVD synthesis of graphene films. As depicted, 1n step
201, a metal substrate (e.g., 101l of copper 106) or a dielectric
on an appropriate substrate 1s loaded into tube furnace 101
or nto a cold wall chamber. In step 202, tube furnace 101 or
the cold wall chamber 1s evacuated. In step 203, a rate of
hydrogen gas 104 between 1 to 100 sccm 1s introduced 1nto
tube furnace 101 or the cold wall chamber. In step 204, the
substrate 1s heated to a temperature between 400° C. and
1,400° C. 1n a tlow of hydrogen gas 104. In step 205, the
temperature of the substrate in step 204 1s maintained for a
duration of time between 0.1 to 60 minutes while the
hydrogen gas 104 1s flowing into tube furnace 101 or the
cold wall chamber. In step 206, methane 105 or some other
organic compound 1s introduced 1nto tube furnace 101 or the
cold wall chamber at a flow rate between 1 to 5,000 sccm at
between 10 mTorr to 780 Torr of pressure. Furthermore, in
step 206, the flow rate of hydrogen gas 104 1s reduced to less
than 10 sccm. In step 207, graphene 1s grown from methane
105 on copper foil 106 over a period between 0.001 minutes
to 1000 minutes. In step 208, the tflow rate of methane 1035
1s reduced to less than 10 sccm. In step 209, tube furnace 101
or the cold wall chamber 1s cooled to room temperature. Any
modification to the techniques disclosed above, including,
for example, those described 1n U.S. patent application Ser.
No. 13/967,129, are suitable for use with the present dis-
closure.

It has surprisingly been found that additionally mtroduc-
Ing one or more gaseous sources of a dopant element during
chemical vapor deposition synthesis of graphene results 1n
doped graphene monolayers. In one aspect, the prior art
method of graphene synthesis 1s modified by providing an
additional step concomitant with the graphene synthesis step
wherein a gaseous source of a dopant element during
graphene synthesis. The gaseous source(s) of the dopant
clement(s) i1s/are introduced after graphene synthesis 1is
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iitiated by itroduction of a gaseous carbon source. The
doping step may be included at any point after mitiation of
graphene synthesis, and may have a duration less than or
equal to the duration of the graphene synthesis step. In one
aspect, the doping step has a duration less than the duration
of the graphene synthesis step. The gaseous source(s) of the
dopant(s) may be provided concomitantly with the gaseous
carbon source or flow of the gaseous carbon source may
temporarily be suspended while the graphene 1s doped.
Periodic concomitant or alternating introduction of the gas-
cous source of the dopant 1s also suitable according to one
aspect of the present disclosure.

In one aspect, dopant elements include non-metal ele-
ments. Suitable non-metal elements include nitrogen, phos-
phorus, boron, and silicon. Suitable gaseous sources of
nitrogen include, by way of example and not limitation,
ammonia gas, nitrous acid vapor, nitric acid vapor, ammonia
borane vapor, nitrogen gas. Suitable gaseous sources of
boron 1nclude, by way of example and not limitation, boron
trichloride, boron triflouride, ammonia borane vapor, boric
acid vapor Suitable gaseous sources of phosphorus include,
by way of example and not limitation, phosphorous tritflou-
ride, phosphorous acid. Suitable gaseous sources of silicon
include, by way of example and not limitation, silane, silicon
tetrahalide, trichlorosilan, hexachlorodisilane.

The precise process parameters will vary according to the
dimensions of the CVD apparatus, the gaseous sources of
carbon and dopant elements, and the desired degree of
doping. An increased ratio of the partial pressure of the
gaseous source(s) of the dopant element(s) relative to the
gaseous source ol carbon during the doping step will result
in an increased degree of doping. The doping level can be 1n
the range of 0 to 3% by this technique. The estimated level
of doping mn NG1 and NG2 1s 1.3 at % and 1.8 at %,
respectively.

Without limitation by theory, and with reference to
“Nitrogen doping of graphene and its eflect on quantum
capacitance, and a new insight on the enhanced capacitance
of N-doped carbon™ by Zhang et al., Energy & Environmen-
tal Science, 2012, 5:9618, hereby incorporated by reference
in 1ts entirety, 1t 1s believed that the total capacitance of high
surface area ultracapacitor electrodes including graphene
and aMEGO 1s limited by the quantum capacitance of the
graphene and graphene-based materials. In one aspect of the
present disclosure, greater quantum capacitance 1s observed
in doped graphene relative to undoped graphene. Increased
bulk capacitance and quantum capacitance are observed
with 1ncreasing dopant concentration. It 1s further believed
that doping of graphene-based materials has a similar effect
on quantum capacitance, which accounts for the improved
capacitance observed in the doped aMEGO materials dis-
cussed herein.

Unlike prior art descriptions of carbon electrode doping,
according to one aspect of the present disclosure, the dopant
or dopants are incorporated into the planar graphene or
graphene-based carbon lattice. Dopant incorporation 1n this
manner primarily affects the density of the electronic states
of the electrode material to influence the quantum capaci-
tance of the material. Prior art doping techniques, 1n con-
trast, primarily involve functionalization of the surface of
the graphene or graphene-based lattice. Doping 1n this
manner primarily aflects the pseudocapacitance of the mate-
rial. The main advantage of capacitance improvement by the
clectrical double layer (EDL) mechanism relative to the
pseudocapacitive mechanism 1s the better stability and the
wider application 1n various types of electrolytes of the
EDL, such as in aqueous electrolyte, organic electrolyte and
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ionic liquid. Pseudocapacitance includes faradic reactions
with electron charge transfer between electrode and electro-
lyte and 1s inherently slower than EDL capacitance.

Use of Doped aMEGO and Doped Graphene in Electrodes
and Supercapacitors

In various aspects, the inventive a-MEGO matenal can be
utilized as a component of an electrode, for example, 1n a
supercapacitor. Supercapacitor designs and electrode
designs for use 1n supercapacitors are known, and one of
skill 1n the art could readily select an appropriate superca-
pacitor, electrode, and/or cell design for use with the com-
positions and methods of the present invention. In a super-
capacitor, a voltage potential can be applied across the
clectrodes of the supercapacitor, such that one electrode
becomes positively charged and the other becomes nega-
tively charged. Negatively charged i1ons in the electrolyte
cover the surfaces of the positively charged electrode, while
positively charged ions 1n the electrolyte cover the surfaces
of the negatively charged electrode, a result of the afore-
mentioned electrostatic interactions.

In one aspect, a supercapacitor comprises one or more
graphene-based electrodes, an electrolyte, and a dielectric
separator that can divide the supercapacitor into two cham-
bers, wherein each of the two chambers comprises an
clectrode and a portion of electrolyte. In another aspect, the
clectrolyte 1s an 1onic liqud and/or comprises an 1onic
liquad.

In one aspect, at least one electrode of a cell comprises a
doped graphene-based aMEGO matenal, that 1s compatible
with the electrolyte. In a specific aspect, one or more
clectrodes can be made of doped aMEGO as described
herein.

In another aspect, at least one electrode comprises doped
aMEGO which was produced by exposing a graphite-oxide
derived carbon to microwave radiation and subsequently
chemically activating the carbon to further reduce 1t, for
example using 1-10 M KOH at a temperature of from about
200° C. to about 1,000° C. for one several hours in the
presence of a flowing gaseous source of a dopant element.

The superior capacitance of doped aMEGO matenals
opens the possibility to engineer supercapacitor electrodes
based on doped aMEGO matenials to target a wide range of
applications such as high energy, high power, or low cost.
Unlike other carbons, no special substrates or transier pro-
cedures are required for synthesis of the doped aMEGO
materials. In one aspect, electrodes can be the same thick-
ness used 1n commercial cells and testing can be performed
using commercial collectors, separators, binders, and elec-
trolytes. In addition, the methods to prepare doped aMEGO
materials can be easily scaled to industrial levels. For
example, the mventive methods described herein can be
applied to TEGO, which 1s currently manufactured in ton
quantities.

In other aspects, the doped aMEGO material can be
stable, for example, when used 1 an electrochemical cell
and/or a supercapacitor. In various aspects, the doped
aMEGO material can be stable for a number of charge/
discharge cycles, for example, up to about 200,000, 500,000,
or 1,000,000 cycles. In other aspects, the doped aMEGO can
be stable over a range of temperatures that can be encoun-
tered during operation of a supercapacitor, for example,
from about -20° C. to about 300° C., including all ranges
and subranges therebetween.

The doped aMEGO matenals described herein, together
with the methods to prepare doped aMEGO materials can
also be useful hydrogen storage applications, gas adsorption
applications, adsorption of analytes from liquid and/or gas-
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cous samples, as catalyst supports for fuel cells, and/or as
supports for Li-1on particles or other nanoparticles (e.g., S1
and/or Sn particles for battery anodes, MnO, particles for
hybrid ultracapacitors), or a combination thereof. In one
aspect, the doped aMEGO material 1s disposed 1n an elec-
trode of a supercapacitor. In another aspect, the doped
aMEGO matenal 1s disposed in a fuel cell electrode as a
catalyst support. In yet another aspect, the doped aMEGO
material 1s disposed 1n an electrode of a lithium 10n battery.
In still other aspects, the doped aMEGO material can be
disposed 1n an electrode of an energy storage and/or con-
version device, or 1n an analyzer as an adsorption media. The
doped monolayer graphene sheets described herein are suit-
able for similar applications.

EXAMPLES

The following examples are put forth so as to provide
those of ordinary skill 1n the art with a complete disclosure
and description of how the compounds, compositions,
articles, devices and/or methods claimed herein are made
and evaluated, and are intended to be purely exemplary of
the invention and are not intended to limit the scope of what
the mventors regard as their invention. Efforts have been
made to ensure accuracy with respect to numbers (e.g.,

amounts, temperature, etc.), but some errors and deviations
should be accounted for. Unless indicated otherwise, parts
are parts by weight, temperature 1s 1 © C. or 1s at ambient
temperature, and pressure 1s at or near atmospheric.

Example 1. Synthesis and Characterization of
Doped aMEGO Materials

Undoped microwave exioliated graphite oxide prepared
from graphite oxide by microwave extoliation was dispersed
and soaked 1n aqueous potassium hydroxide for 20 hours as
described 1n U.S. patent application Ser. No. 13/782,329,
hereby incorporated by reference 1n its entirety. Activation
was performed at 700° C. or 800° C. for 1 hour mn a
horizontal tube furnace with a 50 mm diameter with an
argon tlow of 120 sccm at a pressure of one atmosphere. The
sample was allowed to cool for several hours, removed from
the furnace and repeatedly washed with deionized water
until a pH value of 7 was reached. The final undoped
aMEGO was obtained after drying at 80° C. for 24 hours.

Doped aMEGO was prepared according to the protocol
above, with an additional flow of nitrogen gas during the
activation process. The amount of nitrogen doping was
controlled by varying the tlow rate of ammonia gas during
activation. As discussed below, flow rates of 20 sccm, 30
sccm and 40 sccm of ammoma gas yielded nitrogen-doped
aMEGO with doping of 0.7 percent of atoms (at %), 1.0 at
%, and 2.3 at % respectively.

The pore structure of the doped aMEGO samples was
investigated using physical adsorption of nitrogen at the
liquid nitrogen temperature (77 Kelvin) on an automatic
volumetric sorption analyzer (NOVA2000, Quantachrome).
Prior to measurement, each sample was vacuum-degassed at
room temperature for 5 hours. The specific surface areca was
determined according to the Brunauver-Emmett-Teller
method 1n the relative pressure range of 0.05-0.2. Scanning,
clectron microscopy was conducted at 30 kV accelerating
voltage (Quanta 600 FEG, FEI Company). X-ray photoelec-
tron spectra (XPS) were collected using a monochromatic
Al K X-ray source and Omicron EA125 hemispherical
analyzer. The spectrometer was configured with an accep-
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tance angle of +/-8°, a takeoll angle of 45°, and a 15 eV
analyzer pass energy, operated in the constant analyzer
energy (CAE) mode.

Both three-electrode and two-electrode cell configura-
tions were used to measure the performance of N-doped
aMEGO and undoped aMEGO as a supercapacitor elec-
trode. For a three-electrode cell setup, a slurry contaiming,
polytetrafluoroethylene (PTFE; Aldrich; 60 wt % dispersion
in water) and aMEGO (aMEGO:PTFE 95:5 in weight) was
pressed onto a nickel foam (1 cmx1 ¢cm) and drnied at 100°
C. under vacuum to use as the working electrode. The
three-electrode cell consisted of a Pt sheet and saturated
calomel electrode as the counter and reference electrodes,
respectively.

For a two-electrode cell configuration, PTFE was added
to the aMEGO powder (aMEGO:PTFE 93:5 1n weight) as a
binder. The aMEGO powder was mixed 1nto a paste using a
mortar and pestle, rolled into sheets of uniform thickness
ranging from 30 to 50 um thick (from sheet to sheet) and
punched into 0.5 inch diameter electrodes after drying at
100° C. under vacuum. Two nearly 1dentical (by weight and
s1ze) electrodes were assembled 1n a test cell consisting of
two current collectors, two electrodes, and an 10n-porous
separator (Celgard® 3501) supported 1n a test fixture con-
sisting of two stainless steel plates. 1M TEABF4 1n acetoni-
trile, and 6 M potassium hydroxide, solutions were used as
the electrolytes 1n separate experiments.

Gravimetric capacitance for a single electrode was cal-
culated from the discharge curve in a two-cell electrode as

4IAT

single — AV

where I 1s the constant current and m 1s the total mass for
both carbon electrodes, At 1s the discharge time and AV 1s
the voltage change during the discharge process.

Gravimetric capacitance i a three-electrode cell was
obtained as

AL
mAV

Csing.!e —

where 1 1s the constant current and m_ i1s the mass of the
working electrode, At 1s the discharge time and AV 1s the
voltage change during the discharge process.

The surface area normalized capacitance C., (uF cm™)
was estimated from:

single

X 100

Csa =
BET

where S, 1s the specific surface area (m2 g-1) derived
from the N, adsorption and C 1s the gravimetric capaci-
tance in F g~".

Characterizing data for the doped aMEGO materials 1s
provided in FIG. 4. FIG. 4A shows the mitrogen adsorption/
desorption i1sotherms of the doped aMEGO materials. As
illustrated, the pore size and distribution of the N-doped
aMEGOs are very similar as those of the undoped aMEGO.
The parameters describing the porosity of the doped and
undoped aMEGO materials are provided in Table 1 below.

single
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TABLE 1

aMEGQO Svynthesis and Surface Area

BET Flow Rate of
Activation  Surface Ammonia Gas
Temperature  Area  Nitrogen During Activation
Sample (° C.) (m?/g) at %o (sccm)
aMEGO700 700 2300 0 0
N-aMEGO-1 700 2490 0.7 20
N-aMEGO-2 700 2512 1 30
N-aMEGO-3 700 1929 2.3 40
aMEGOR00 800 2763 0 0
N-aMEGOS&00 800 2226 0.8 20

By maintaining essentially the same porous structure for
all samples, the observed variances 1n capacitance can be
attributed to the dopant. X-ray photoelectron spectroscopy
(XPS) analysis as shown 1n FIG. 4B confirmed the presence
of nitrogen atoms 1n place of carbon atoms 1n the aMEGO.
Two types of nitrogen dopants were observed, pyridinic
nitrogen (N6) and pyrrolic mitrogen (IN5).

The etfects of N dopants on capacitance was evaluated by
conducting cyclic voltammetry (CV) and galvanostatic
charge/discharge using a three-electrode electrochemical
cell in 6 M KOH electrolyte with Pt sheet and saturated
calomel electrode as the counter and reference electrodes,
respectively. FIG. § illustrates the electrochemical perfor-
mance of the doped aMEGO electrodes. As illustrated in
FIG. 5A, At a scan rate of 20 mVs™, a cell with an N-doped
aMEGO electrode with 1.0 at % mitrogen had much larger
current than an electrode of pure aMEGO, indicating a
greatly increased capacitance due to nitrogen doping. The
rate dependent gravimetric capacitance for the aMEGO
clectrodes activated at 700° C. with three nitrogen dopant
concentrations are 1illustrated in FIG. 5B; as shown, the
gravimetric capacitance increases with increased dopant
concentration, with the highest gravimetric capacitance
observed being approximately 420 F g™ '.

As 1llustrated in FI1G. 5C, at a current density of 0.2 A/g,
the area normalized capacitance increased from 6 g cm-2 to
11 and 22 for nitrogen-doping levels of 0, 1.0 at % and 2.3
at % respectively. As shown in FIG. 5D, sumilar capacitance
enhancement was seen on nitrogen-doped aMEGO that was
produced at 800° C. As the micro-porosity of the undoped
and doped aMEGO materials 1s similar, the main parameter
allecting the specific capacitance of the materials 1s the
extend and type of nitrogen doping.

To further establish the eflect of aMEGO doping, a
two-electrode symmetrical supercapacitor cell was con-
structed using nitrogen-doped aMEGO as the electrodes and
an aprotic electrolyte, 1 M TEABF4 1n acetonitrile or, 1n
separate experiments, an aqueous electrolyte, aqueous 6 M
potassium hydroxide. As shown 1n FIG. 3D the two elec-
trode cell exhibited similar capacitance enhancements for
nitrogen-doped aMEGO electrodes when tested in aqueous
and aprotic electrolytes.

FIG. 6A 1illustrates the dopant concentration-dependant
increase in SSA-normalized capacitance in both 3-electrode
cells and 2-electrode cells. With light nitrogen doping, the
clectrical conductivity of the doped aMEGO electrodes did
not significantly decrease, as indicated by the small increase
of equivalent series resistance (ESR) from the electrochemi-
cal impedance analysis shown 1n FIG. 6B. The ESR {for the
doped aMEGO with a dopant concentration of 2.3 at %
increased only approximately 0.5 ochms compared to that of

the pure aMEGO electrode. FIGS. 7A and 7B 1llustrates the
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charge-discharge curves for doped and undoped aMEGO
materials mn 6 M KOH using a two electrode configuration.

Example 2. Synthesis and Characterization of
Doped Monolayer Graphene

Undoped and doped monolayer graphene domains were

prepared by chemical vapor deposition on copper foils. The
copper loils (99.8% copper, Alfa-Aesar, item no. 13382)
were cut mnto 2 cmx10 cm strips and loaded at the center of
a hot wall tube furnace consisting of a 22 mm diameter fused
quartz tube heated 1n a split furnace (TF350335A-1, Linder-
burg/Blue M). The tube was evacuated, and then filled with
2 sccm hydrogen (99.999%, Airgas). The furnace was heated
to 1035° C. under flowing hydrogen at a pressure of 20
mTorr. The Cu fo1l was then annealed for 30 minutes before
introducing carbon precursors. Methane (99.999%, Airgas)
and pyridine (>99.0%, Aldrich) mixtures at diflerent partial
pressures were introduced at 1035° C. for 7 minutes 1n order
to obtain graphene with different nitrogen doping levels. The
total pressure for graphene growth was maintained at 70
mTorr as shown in Table 2. The furnace was then cooled to
room temperature. The doped graphene exhibited no dis-
cernable structural differences from undoped graphene.

TABLE 2
Undoped and Doped Graphene Synthesis Conditions
Nitrogen
Hydrogen Methane Pyrridine  Total Doping
Sample (mTorr) (mTorr) (mTorr) (mTorr)  (at %)
Undoped 20 50 0 70 0
(PG)
Doped 20 35 30 70 1.3
(NG1)
Doped 20 0 50 70 1.8
(NG2)
Raman spectroscopy was performed to determine the
number of layers, structure, doping and impurity levels of

the graphene samples. The Raman spectra of the graphene
on silicon dioxide were measured by a WITEC Alpha300
system with a 532 nm laser excitation source. X-ray pho-
toelectron spectra (XPS) were collected using a monochro-
matic Al K X-ray source and Omicron EA125 hemispheri-
cal analyzer. The spectrometer was configured with an
acceptance angle of +/-8°, a takeofl angle of 435°, and a 15
¢V analyzer pass energy, operated in the constant analyzer
energy (CAE) mode.

The nterfacial capacitance of the undoped (PG) and
doped (NG) monolayer graphene samples was measured 1n
a three-electrode cell using an Eco Chemie Autolab
PGSTAT100 potentiostat equipped with the FDA2 fre-
quency response analyzer module and Nova 1.5 software. Pt
wire and Ag/AgCl were used as the counter and reference
clectrodes, respectively. 6 M potassium hydroxide, a high
concentration aqueous electrolyte was used to minimize the
cllect of the diffuse-layer capacitance. The graphene work-
ing electrode was formed by covering one side of the CVD
grown graphene on a copper foil substrate first with thin
PMMA and then insulating tape. The copper substrate was
then removed from the graphene 1n a bath of ammonium
persulfate (0.5 M). A small portion of the copper at the edges
of the sample that is not immersed nto the ammonium
persulfate solution 1s protected from the etching and serves
as the metal contact. This procedure leaves the graphene
clectrode relatively free of residue.
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Cyclic voltammograms were performed to detect any
non-EDL behavior of the electrodes that would 1ndicate the
presence ol impurities or faradaic activity (1.e. pseudoca-
pacitance). Non-EDL behavior was not detected. The inter-
facial capacitance was determined using electrical 1imped-
ance spectroscopy (EIS) with a sinusoidal signal with an
amplitude of 10 mV over a frequency range of 100 kHz to
1 Hz. The capacitance values at each potential were deter-
mined by fitting the EIS spectra to an R(RC) equivalent
circuit using Nova 1.5 software (Eco Chemie) with error less
than 1%. The area-normalized capacitance is the capacitance
divided by the graphene surface area exposed to the elec-
trolyte.

The Raman spectra 1llustrating the micro-Raman charac-
teristics of undoped (PG) and doped (NG) graphene are
shown 1n FIG. 8. FIG. 8A shows maps of the G peak over
a large area for PG and NG, respectively. FIG. 8B shows an
optimal micrograph 1image of an NG sample and indicates a
clean surface. The XPS data shown 1n FIG. 8C confirm the
presence of nitrogen dopants, and indicates that two types of
nitrogen dopants are present in the NG samples—pyrridinic
nitrogen (N6) and pyrrolic nitrogen (N5). The nitrogen
doping of the graphene samples therefore resembles the
nitrogen doping of aMEGO.

The histograms of the G peak positions for the undoped
and doped graphene samples are shown 1n FIG. 8D. There
1s a clear shift in the position of the G peak for doped
graphene, indicating the charge carrier concentration 1is
significantly altered by the nitrogen doping. The charge
carrier concentration based on the shift 1n the position of the
G peak in the Raman spectrum is estimated to be 1.1x10"°
cm™~ for the doped graphene sample, which is much higher
than the intrinsic electron and hole sheet densities in the
undoped graphene (~9x10'° cm™).

The ratio of the 2D/G peak intensity was shown to be
sensitive to dopant, charge carrier, and defect concentration.
FIG. 8E shows the Raman 2D/G peak intensity ratio map-
ping for undoped and doped graphene measured in the same
area shown in FIG. 8A. The Raman spectra measured at
different positions of the undoped graphene, illustrated 1n
FIG. 8B, showed typical features of monolayer graphene:
1G/12D of ~0.5 and a symmetric 2D band centered at ~2680
cm~" with a full width at half-maximum of ~33 cm™". Little
or no signal at the D band was observed, indicating a low
defect density. In contrast, and as shown at FIG. 8G, the NG
sample has a large D peak as well as changes 1n the intensity
of the G and 2D bands 1n the dark regions of the 2DD/G map

as seen from the Raman spectra recorded in the regions
indicated by (II) and (III) 1n FIG. 8E. In the bright regions

marked by (I), the Raman spectrum has features similar to
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that of undoped graphene. The Raman spectra of doped
graphene were consistent with the presence of dopants or
defects while preserving the basic structural properties of the
graphene sheet. Additionally, the 2D/G maps showed rela-
tively uniform doping over the entire mapping area.

FIG. 9A 15 a schematic illustration of the graphene capaci-
tance measurement setup. As shown in FIG. 9B, total
capacitance of the graphene increased with dopant concen-
tration. The quantum capacitance for graphene similarly
increased with dopant concentration, as illustrated i FIG.
9C.

The quantum capacitance arises from the Kkinetic,
exchange-correlation, and electron-phonon interaction ener-
gies 1n the total function, and is closely related to the linear
density of states of intrinsic carriers in the graphene sheet.
As shown 1n FI1G. 9D, there 1s a clear correlation between the
modified quantum capacitance m undoped and doped gra-
phene and the observed increase in capacitance of doped
aMEGO relative to undoped aMEGO. This increased quan-
tum capacitance has not been previously observed.

It will be apparent to those skilled in the art that various
modifications and variations can be made in the present
invention without departing from the scope or spirit of the
invention. Other embodiments of the invention will be
apparent to those skilled in the art from consideration of the
specification and practice of the mvention disclosed herein.
It 1s intended that the specification and examples be con-
sidered as exemplary only, with a true scope and spirit of the
invention being indicated by the following claims.

What 1s claimed 1s:

1. A maternial comprising an activated expanded graphite
oxide comprising at least one dopant.

2. The material of claim 1, wherein the at least one dopant
includes a non-metal.

3. The material of claim 2, wherein the at least one dopant
1s selected from the group consisting of silicon, phosphorus,
boron, and nitrogen.

4. The material of claim 3, wherein the at least one dopant
1s nitrogen.

5. The material of claim 1, wherein the atomic percentage
of the dopant 1n the activated expanded graphite oxide 1s
between about 0.1% to about 10%.

6. The matenial of claim 1, wherein the specific surface
areca of the activated expanded graphite oxide 1s at least
about 1900 m*/g.

7. The material of claim 1, wherein the area-normalized
capacitance of the activated expanded graphite oxide 1s at
least 10 pg/cm”.
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